A. General method
All reactions were performed for synthesis of products 3a-3l and 4a-4e at 140 o C in a round bottom flask equipped with oxygen bag and magnetic stir bar. NMR spectra were recorded using a Bruker Avance 400 MHz NMR spectrometer (100 M Hz for carbon) and respectively referenced to 7.26 and 77.0 ppm for chloroform-d solvent with TMS as internal standard. ESI-MS spectra were measured on Finnigan Mat TSQ 7000 instruments. Elemental analyses were performed on a Heraeus elemental analyzer. Melting points were measured with a Tektronix X4 apparatus and are uncorrected. TLC was performed using commercially prepared 100-400 mesh silica gel plates (GF 254 ), and visualization was effected at 254 nm.
B. General procedure
Synthesis of 3a: 6-phenylthiazolo[3,2-b]-1,2,4-triazole 1a (0.5 mmol), 4-methylbenzenethiol 2a (1 mmol), CuI (20 mol%), and K 2 CO 3 (0.2 equiv) were stirred in 2 mL of DMF equipped with oxygen bag at 140 °C for 12 h. After completion of the reaction (monitored by TLC), the water (10 mL) was added. The aqueous solution was extracted with ethyl acetate (3×10 mL) and the combined extract was dried with anhydrous MgSO 4 . The solvent was removed and the crude product was separated by column chromatography (eluted with petroleum ether/ethyl acetate = 4:1) to give a pure sample of 3a.
C. Analytical data for 3a-3l and 4a-4e. 
13
C NMR (100 MHz, CDCl 3 ) δ 156. 1, 155.7, 138.1, 136.1, 131.4, 130.4, 130.3, 129.6, 129.3, 128.7, 126.9, 119.6, 21 63.13; H, 4.05; N, 12.99; Found: C, 63.02; H, 4.00; N, 12.86 . 161.3, 155.6, 136.5, 135.2, 135.1, 131.6, 131.5, 130.6, 129.9, 129.6, 128.7, 126.6, 119.4, 116.9, 116.7 156.0, 137.4, 133.8, 131.1, 130.7, 129.7, 129.61, 129.56, 128.8, 126.6, 117.5 155.9, 137.1, 135.3, 130.5, 129.59, 129.58, 128.7, 128.4, 127.6, 126.8, 118 3, 155.7, 135.7, 130.1, 129.7, 128.5, 127.2, 120.4, 32.4 2, 155.7, 135.6, 130.1, 129.7, 128.5, 127.1, 120.4, 39.5, 22.9, 13.2 
. ESI-MS (m/z) 276 [M+H]
+ . Anal. calcd. C, 56.70; H, 4.76; N, 15.26; Found: C, 56.57; H, 4.70; N, 15.12 . 2, 155.9, 138.5, 138.3, 136.8, 131.2, 131.0, 130.8, 130.7, 130.24, 130.19, 126.6, 126 , 4.48; N, 12.45; Found: C, 63.96; H, 4.43; N, 12.31 . 1, 155.7, 138.4, 136.5, 134.8, 131.0, 130.9, 130.4, 129.4, 129.0, 125.3, 120 Anal. calcd. C, 57.05; H, 3.38; N, 11.74; Found: C, 56.92; H, 3.32; N, 11.62 . 1, 156.2, 155.7, 137.8, 136.4, 131.7, 131.1, 130.3, 128.9, 119.1, 117.5, 114.1, 55.4, 21.0 0, 156.4, 137.5, 135.2, 131.8, 130.2, 128.4, 115.2, 21.0, 14.9, 11.6 .
ESI-MS (m/z) 276 [M+H]
+ . Anal. calcd. C, 56.70; H, 4.76; N, 15.26; Found: C, 56.57; H, 4.70; N, 15.14. 3H), 7.19 (d, J = 8.0 Hz, 2H), 7.11 (d, J = 7.6 Hz, 2H), 2.69 (s, 3H), 2.31 (s, 3H).
13
C NMR (100 MHz, CDCl 3 ) δ 166.7, 156.9, 137.6, 135.5, 131.8, 130.9, 130.2, 129.8, 128.7, 128.5, 126.8, 116.0, 21.0, 
calcd. C, 64.06; H, 4.48; N, 12.45; Found: C, 63.95; H, 4.42; N, 12.32 . 
C NMR (100 MHz, CDCl 3 ) δ 166. 4, 156.8, 137.9, 136.4, 131.7, 130.8, 130.3, 129.9, 129.8, 129.0, 128.65, 128.58, 126.9, 118 
C NMR (100 MHz, CDCl 3 ) δ 166. 8, 156.8, 139.9, 137.5, 135.6, 131.9, 130.2, 129.4, 128.4, 128.2, 126.7, 115.6, 21.5, 21.0, 11.7 .
ESI-MS (m/z) 352 [M+H]
+ . Anal. calcd. C, 64.92; H, 4.87; N, 11.95; Found: C, 64.79; H, 4.83; N, 11.81 . 
13
C NMR (100 MHz, CDCl 3 ) δ 165.7, 156.9, 137.7, 135.8, 135.4, 131.6, 130.3, 129.5, 128.9, 128.6, 128.1, 116.4, 21.1, 11.7 
